General Procedure for the Reduction of Nitro Compounds:
A mixture of catalyst 4b (0.012 mmol, 5.5 mg), nitro compound 1 (0.6 mmol), triethoxysilane (2.4 mmol, 393.6 mg) and acetonitrile (0.6 mL) were stirred in a preheated oil bath (80 °C) for a specified time. After full consumption of the starting material, as determined by TLC, the solvents were removed under vacuum. The crude product was then dissolved in a minimal amount of CH2Cl2 and purified by flash column chromatography using petroleum spirit/ethyl acetate.
4-Aminoacetophenone 2a:
Using 4-nitroacetophenone (0.6 mmol, 99.0 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 4h. The amine 2a was isolated by flash column chromatography using petroleum spirit/ethyl acetate (2:1 v/v) as a pale yellow powder (73.7 mg, 91% 
Aniline 2b:
Using nitrobenzene (0.6 mmol, 73.8 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 4h. The amine 2b was isolated by flash column chromatography using petroleum spirit/ethyl acetate (3:1 v/v) as a brown oil (46.9 mg, 84%). 
3-Aminotoluene 2c:
Using 3-nitrotoluene (0.6 mmol, 82.2 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 6h. The amine 2c was isolated by flash column chromatography using petroleum spirit/ethyl acetate (3:1 v/v) as a pale yellow oil (53.9 mg, 84%). 
2-Aminotoluene 2d:
Using 2-nitrotoluene (0.6 mmol, 82.2 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 6h. The amine 2d was isolated by flash column chromatography using petroleum spirit/ethyl acetate (3:1 v/v) as a light yellow oil (45.0 mg, 70%). 1 
Methyl 4-aminobenzoate 2j:
Using methyl 4-nitrobenzoate (0.6 mmol, 109 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 5h. The amine 2j was isolated by flash column chromatography using petroleum spirit/ethyl acetate (2:1 v/v) as a white powder (84.2 mg, 93% 
4-Aminobenzonitrile 2l:
Using 4-nitrobenzonitrile (0.6 mmol, 88.8 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 6h. The amine 2l was isolated by flash column chromatography using petroleum spirit/ethyl acetate (2:1 v/v) as a pale yellow powder (46.0 mg, 65% 
2-Chloroaniline 2n:
Using 1-chloro-2-nitrobenzene (0.6 mmol, 94.2 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (5.5 mg, 0.012 mmol) in MeCN (0.6 ml) at 80 °C for 8h. Solvents were removed under vacuum and the residue was purified isolated by flash column chromatography using petroleum spirit/ethyl acetate (6:1 v/v) to give an inseperable mixture of the starting material and the aniline product. The yield of amine 2n was determined by 1 H NMR using 1,3,5-trimethoxybenzene as internal standard (87%).
Data obtained are in accordance with those of an authentic sample (Aldrich Cat. No. 23310).
4-Bromoaniline 2o:
Using 
4-(3-Aminobenzoyl)morpholine 2s:
Using morpholin-4-yl(3-nitrophenyl)methanone (0.6 mmol, 142 mg), triethoxysilane (2.4 mmol, 394 mg) and 4b (11.0 mg, 0.024 mmol) in MeCN (0.6 ml) at 80 °C for 4h. The amine 2s was isolated by flash column chromatography using ethyl acetate as a yellow oil (121 mg, 98%). 
General Procedure for the Formal Hydroamination of Olefin with Nitro Compounds:
To a solution of the nitro compound (0.3 mmol, 1.0 equiv) and catalyst 4b (2.8 mg, 0.006 mmol, 2.0 mol%) in EtOH (1.5 mL) was added donor olefin (0.9 mmol, 3.0 equiv), and PhSiH3 (1.0 or 2.0 equiv). The resulting mixture was stirred at room temperature until full consumption of the staring nitro compound was observed as indicated by TLC. Zinc (390 mg, 6.0 mmol, 20 equiv) and aqueous HCl (2N, 3.0 ml) was added to the reaction mixture. After stirring at 60 °C for another 1h, the reaction mixture was cooled to room temperature and filtered through Celite and the filter cake washed with EtOAc. The filtrate was collected and saturated aqueous NaHCO3 solution added until strongly basic and then extracted with EtOAc three times. The combined organic phases were washed with brine, dried (Na2SO4) and concentrated under reduced pressure. The crude product purified by flash column chromatography using petroleum spirit/ethyl acetate.
4-Chloro-N-(tert-pentyl)aniline 6a:
General procedure was followed by using 1-chloro-4-nitrobenzene (0.3 mmol, 47.1 mg), phenylsilane (0.6 mmol, 64.8 mg, 75.0 µl), 2-methyl-2-butene (0.9 mmol, 63.0 mg, 95.0 µl) and 4b (2.8 mg, 0.006 mmol) in EtOH (1.5 ml) at room temperature for 2h. The amine 6a was isolated by flash column chromatography using petroleum spirit/ethyl acetate (50:1~30:1 v/v) as a colourless oil (44.3 mg, 75%). 1 
2-Chloro-N-(tert-pentyl)aniline 6b:
General procedure was followed by using 1-chloro-2-nitrobenzene (0.3 mmol, 47.1 mg), phenylsilane (0.6 mmol, 64.8 mg, 75.0 µl), 2-methyl-2-butene (0.9 mmol, 63.0 mg, 95.0 µl) and 4b (2.8 mg, 0.006 mmol) in EtOH (1.5 ml) at room temperature for 2h. The amine 6b was isolated by flash column chromatography using petroleum spirit/ethyl acetate (100:1~50:1 v/v) as a colourless oil (23.8 mg, 40% 
Procedure for the Reduction of Mixed Substrates:
A mixture of catalyst 4b (0.012 mmol, 5.5 mg), 4-nitrobenzonitrile 1l (0.3 mmol, 44.4 mg), ethyl 4-nitrobenzoate 1h (0.3 mmol, 58.5 mg), triethoxysilane (2.4 mmol, 393.6 mg) and acetonitrile (0.6 mL) were stirred in a preheated oil bath (80 °C) for 5h. The solvents were removed under vacuum. The crude product was then dissolved in a minimal amount of CH2Cl2 and purified by flash column chromatography using petroleum spirit/ethyl acetate (4:1-2:1, v/v) to give a mixture of 2l and 2h. The yield was analysed by 1 H NMR using 1,3,5-trimethoxybenzene as internal standard. 
